Fluorene, n-butyllithium (BuLi, 2.5 M in hexane), 2-aminobenzophenone, 4-dimethylaminopyridine (DMAP), acetic acid, trifluoroacetic acid, and N,N'-dicyclohexylcarbodiimide (DCC) were purchased from Aldrich and used as received. Solvents were purified by standard distillation procedures. 1 H and 13 C NMR spectra were measured on a Bruker ARX 300 or Varian 300 spectrometer using deuterated chloroform as solvent. Tetramethylsilane (TMS) was used as internal reference for the NMR analyses. Mass spectra were recorded on a triple quadrupole mass spectrometer (Finnigan TSQ7000).
X-ray diffraction intensity data were collected at 295 or 100 K on a Bruker-Nonius Smart Apex CCD diffractometer with graphite-monochromated Mo Kα radiation. Single crystal of 1 was grown from THF. Processing of the intensity data was carried out using the SAINT and SADABS routines, and the structure solution and refinement were carried out by the SHELXTL suite of X-ray programs (Version 6.10).
Synthesis and Characterization
The fulvene derivatives were prepared according to the synthetic routes given in Scheme S1. All the reactions were carried out in an inert atmosphere. Scheme S1 Synthesis of 9-diphenylmethylene-9H-fluorenes 1-3.
9-[(o-Aminophenyl)phenylmethylene]-9H-fluorene (1).
To a 250 mL two-necked flask were added 4.0 g of fluorene and 100 mL THF under nitrogen. After the solution was cooled down to -78 °C, BuLi in hexane (20 mL, 48 mmol) was injected into the flask and the mixture was stirred at -78 °C for 2 h. 2-Aminobenzophenone (4.3 g) in 30 mL THF was then added into the flask. The mixture was slowly raised to room temperature and further stirred for 10 h, after which, the mixture was concentrated by a rotary evaporator. The crude product was purified by a silica-gel column using a hexane/chloroform mixture (1:1 by volume) as eluent. The product (1) was isolated in 46% yield. 2, 141.9, 140.8, 140.4, 138.5, 138.1, 135.2, 130.4, 129.5, 129.0, 128.5, 128.2, 128.0, 127.3, 126.6, 125.2, 124.4, 119.4, 119.3 (2) . Acetic acid (0.1 g), 1 (0.5 g), and DMAP (0.1 g) were dissolved in 100 mL of dry dichloromethane (DCM) in a 250 mL two-necked flask under nitrogen. The solution was cooled to 0-5°C with an ice-bath, to which 0.48 g DCC in 50 mL of DCM was added under stirring via a dropping funnel with a pressure equalization arm. The mixture was stirred at room temperature overnight and then concentrated by a rotary evaporator. The crude product was purified by a silica gel column using a hexane/chloroform mixture (3:1 by volume) as eluent. The product (2) 6, 141.6, 141.3, 141.0, 140.3, 138.3, 138.1, 137.0, 135.5, 130.8, 130.0, 129.3, 129.0, 128.9, 127.8, 127.2, 125.6, 125.5, 125.0, 122.7, 120. 
9-{[o-(Trifluoroacetylamino)phenyl]phenylmethylene}-9H-fluorene (3).
Trifluoroacetic acid (0.2 g), 1 (0.5 g), and DMAP (0.2 g) were dissolved in 100 mL of dry DCM in a 250 mL two-necked flask under nitrogen. The solution was cooled to 0-5°C with an ice-bath, to which 0.48 g DCC in 50 mL of DCM was added under stirring via a dropping funnel with a pressure equalization arm. The mixture was stirred at room temperature overnight and then concentrated by a rotary evaporator. The crude product was purified by a silica gel column using a hexane/chloroform mixture 154.6, 141.1, 140.6, 138.4, 137.8, 137.6, 137.5, 132.8, 131.3, 130.0, 129.8, 129.7, 129.4, 129.0, 127.4, 127.2, 127.0, 125.3, 124.5, 122.7, 119.8 
UV and PL Spectra
Stock solutions of 1-3 were 1.0 × 10 -3 M in acetonitrile. Sample mixtures for measuring the UV and PL spectra were prepared by adding 1 mL of a stock solution to 99 mL of acetonitrile or water under vigorous stirring at room temperature. The mixtures were stirred for half an hour prior to taking their spectra. Crystals of 1 and 2 were grown from THF/methanol mixtures, and their amorphous samples were prepared by rapidly freezing their isotropic melts by liquid nitrogen. 
TEM Images and ED Patterns
One drop of an aggregate suspension in an acetonitrile/water mixture was placed on a copper grid coated with carbon. The deposit was dried in vacuum. The electron microscopy studies were performed using a JEOL 100CX TEM instrument. 
Electronic Structure Computations
Geometries of the isolated molecules in the ground state were optimized based on RHF/6-31G* calculations using Gaussian 98 package program. 1 On the basis of the optimized geometries, their electronic absorption spectra and HOMO and LUMO orbitals were calculated by semi-empirical ZINDO/S method in HyperChem 7.5. Acta Cryst. 1997 , C53, 1913 As shown in Figure S11 , there exist N(1A)-H···π, N(1B)-H···π, C(8A)-H···π, C(8B)-H···π, C(5B)-H···π, and C(24B)-H···π hydrogen bonds in the crystal structure of 1. Such intermolecular interactions may stabilize the conformations in crystal structure, resulting in the formation of two independent molecules with different torsion angles in one asymmetric unit. 
